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167.9, 159.8, 150.8, 138.0, 134.1, 129.5, 129. 4 
1-(Carboxymethyl)-3-(p-tolyl)-1H-pyrazole-5-carboxylic acid (11a

Ethyl 1-(2-ethoxy-2-oxoethyl)-3-(4-fluorophenyl)-1H-pyrazole-5-carboxylate (10b)
. Eluent
1-(Carboxymethyl)-3-(4-fluorophenyl)-1H-pyrazole-5-carboxylic acid (11b)
.
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Preparation of anhydrides 12a-e General procedure. To a stirred suspension of diacid 11 (5 mmol) in dry EtOAc (50 mL) was added trifluoroacetic anhydride (10 mmol) and the mixture was stirred at room temperature for 20 h. After evaporation to dryness the residue was triturated with n-hexane (50 mL), filtered and dried in vacuo to give pure anhydride 12. 
2-(p-Tolyl)-4H-pyrazolo[5,1-c][1,4]oxazine-4,6(7H)-dione (12a
2-(3,4-Dimethoxyphenyl)-4H-pyrazolo[5,1-c][1,4]oxazine-4,6(7H)-dione (12c).Prepared
2-(Thiophen-2-yl)-4H-pyrazolo[5,1-c][1,4]oxazine-4,6(7H)-dione (12d
Preparation of compounds 13a-n
General procedure. A mixture of anhydride 12 (0.5 mmol), corresponding imine (0.52 mmol) in dry chlorobenzene (2 mL) was stirred in a screw-cap vial at 130 °C for 16 hours. Upon cooling to room temperature the solvent was removed in vacuo, the residue was dissolved in acetone (10 mL). To the solution were added K 2 CO 3 (1 mmol) and methyl iodide (1 mmol) and the mixture was vigorously stirred at room temperature for 20 hours. The solution was separated from solids, evaporated and the resulting residue was subjected to column chromatography on silica gel. 
trans-Methyl
MHz, CDCl 3 ) δ 168.6, 160.0, 157.5, 153.0, 138.3, 135.6, 129.4, 129.3, 128.1, 127.3, 125.7, 114.7, 104.8, 64.9, 64.0, 55.3, 53.6, 33.4, 21.3. HRMS m/z [M+Na] + calcd for C 23 H 23 N 3 NaO 4 428.1581, found 428.1594.
trans-Methyl 2-(4-fluorophenyl)-6-(4-methoxyphenyl)-4-oxo-5-propyl-4,5,6,7-tetrahydropyrazolo[1,5-a]pyrazine-7-carboxylate (13e). Eluent for chromatography n-hexane/EtOAc/DCM
trans-Methyl 2-(3,4-dimethoxyphenyl)-5-ethyl-4-oxo-6-(p-tolyl)-4,5,6,7-tetrahydropyrazolo[1,5-a]pyrazine-7-carboxylate (13g). Eluent for chromatography n-hexane/EtOAc/DCM
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Crystallographic data for compounds 13a and 13m
Suitable crystals of 13a and 13m were studied using Xcalibur, Eos diffractometer (monochromated MoKα radiation, λ = 0.71073 Å). In all cases the temperature was kept at 100(2) K. In each case the structure has been solved with the ShelXT [5] structure solution program using Intrinsic Phasing and refined with the ShelXL [6] refinement package incorporated in the OLEX2 program package [6] using Least Squares minimization. Empirical absorption correction was applied in CrysAlisPro [7] program complex using spherical harmonics, implemented in SCALE3 ABSPACK scaling algorithm. 
